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Improved Dimerized Fatty Acid Based Poiyamides Useful for Clear 
Candle and Gel Applications 

BACKGROUND OF THE INVENTION 

5 

Potyamide gelling agents for use in transparent gel formulations such 
as transparent candles and personal care products such as clear deodorant 
gels have caused products into which they are added to exhibit blooming and 
syneresis. Known clear candle compositions utilizing commercially available 

10 polyamide resins such as VERSAMID® 940 or VERSAMID© 1655 as a 
gelling resin demonstrated poor long-term resistance to blooming and 
syneresis. Similar problems have occurred with clear gel personal products 
containing polyamide gelling agents and are described in U.S. patent 
5,500,209, the Background of the Invention section of which is incorporated 

15 herein by reference. 

SUMMARY OF THE INVENTION 
The present invention pertains to a method for reducing or eliminating 
blooming and/or syneresis in a gel formulation comprising adding to an 
20 organic mixture an effective amount of a polyamide gelling agent having a 
softening point of less than about 105 e C wherein the polyamide is the reaction 
product of one or more diamines, optionally one or more mono-amines, one or 
more hydrogenated C36 dimer acids, optionally one or more C2-22 
dicarboxylic acids, and optionally one or more C2-22 monocarboxylic acids. 
25 DETAILED DESCRIPTION OF THE INVENTION 

The term "gel" as used herein is defined in Almdale et al. (Polymer 
Gels and Networks, Vol. 1, No. 5 (1993)) according to the following two 
criteria: (1) a substance that consists of two or more components, one of 
30 which is a liquid, present in substantial quantities; and (2) a gel is a soft 
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material which is solid or solid-like. A gel can also be defined according to its 
Theological properties. Thus, the term "gel" applies to systems having a value 
G'(w) that is higher than its value of G D (w) at low frequencies. G'(w) is the 
storage modulus which exhibits a pronounced plateau at higher frequencies 
(on the order of 1-100 radians/second), and G n (w) is the loss modulus which 
is considerably smaller than the storage modulus in the plateau region. A get 
is free-standing or self-supporting in that its yield value is greater than the 
sheer stress imposed by gravity. 

The diamines that can be used to make the polyamides according to 
the invention are comprised of two or more aliphatic or cycloaliphatic, linear or 
branched, saturated or unsaturated diamines which when copolymerized with 
the acid moieties described herein will produce a polyamide resin having a 
softening point of less than about 105 Q C. Examples of the diamines that can 
be present in the diamine mixture include, but are not limited to, ethylene 
diamine, 1 ,2- and 1 ,3-propylene diamine, teramethylene diamine, 
hexamethylene diamine, octamethylene diamine, 1 ,2-diaminocyclohexane, 
1 ,3-bis(aminomethyl)cyclohexane and combinations thereof. The diamines 
also include polyether diamines which can be poly(ethylene oxide) a,o> 
diamine or polypropylene oxide) a,iD-diamine or poly(ethylene-co-propylene 
oxide) ct,(o-diamine of various molecular weights and as well poly(ethy!ene 
oxide) or polypropylene oxide) monoamines and triamines. Polyether amines 
are commercially available as, for example, JEFFAMINE®™ polyether 
diamines, available from Huntsman Chemical. 

The monoamines that can be used to make the polyamides according 
to the invention include any aliphatic or aljcyclic, saturated or unsaturated, 
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linear or branched chain monoamine having from C2 to carbon atoms. 
Polyether monoamines are also included and are commercially available as, 
for. example, JEFFAMINE®™ polyether monoamines, available from 
Huntsman Chemical. 

The hydrogenated dimer acids are those made by polymerizing 
unsaturated mono- and polyunsaturated fatty acids or a mixture thereof. Such 
acids can be made by the processes described in U.S. patents 2,955,121; 
3,412,039; and 3,507,890, the entire contents of each of which is incorporated 
herein by reference. Such dimer acids are commercially available as, for 
example, EM POL® 1008, EMPOL® 1004, EMPOL® 1025 , EMPOL® 1011, 
or EMPOL® 1062 dimer acid from Cognis Corporation, Cincinnati, OH. 

The C2-22 dicarboxylic acids can be one or a mixture of dicarboxylic 
acids having from 2 to 22 carbon atoms examples of which include, but are 
not limited to malonic acid, succinic acid, adipic acid, azelaic acid, 
dodecanedioc acid and octadecenedioc acid. 

The C2-22 monocarboxylic acids can be any aliphatic, saturated or 
unsaturated, linear or branched monocarboxylic acid having from 2 to 22 
carbon atoms. Examples of such acids include, but are not limited to, capryic 
acid, lauric acid, palmitic acid, palmitoleic add, oleic acid, linoleic acid, 
isostearic acid, arachidic acid and arachidonic acid. 

A preferred polyamide resin is the reaction product of a hydrogenated 
dimer acid, stearic acid, azelaic acid, ethylene diamine, and a 
polypropylenebxide diamine having a mole. Wt of about 230. Another 
preferred polyamide resin is the reaction product of a hydrogenated dimer 
acid, stearic acid, azelaic acid, ethylene diamine, and hexamethylene 
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diamine. 

Candle formulations containing polyamide resin gelling agents 
according to the invention exhibit better color stability in the melt and better 
compatibility with other ingredients than standard candle formulations. These 
lower softening point resins allow for formulated gels that can melt and wick at 
lower temperatures resulting in less thermal degradation and less 
discoloration of the melt. Also, higher softening point resin result in 
formulated gels with higher melting points which can approach the flash point 
of the fragrance or other gel ingredients and cause flaring of the whole candle 
surface. While the softening point of the polyamide resins according to the 
invention are less than about 105^, they are preferably between 65*0 to 
95PC, even more preferable between 75 9 C to 90 6 C have unexpectedly been 
found to provide better compatibility and less syneresis arid blooming. 

The polyamide resins according to the invention can also be used in 
such products as air-freshener gels where the polyamide is used to gel a 
fragrance composition, but not for burning. Polyamides are known to have 
desirable fragrance release and can be used in air-fresheners where the 
material, unlike candles, do not require heat to release the fragrance. Such 
gels are known to release their desired fragrance more readily. Other uses of 
the polyamide resins according to the invention include gelling agents for 
personal care and cosmetics applications such as deodorant gels and lipstick 
respectively. 

The polyamide resins according to the invention can also be used in 
personal care products, e.g., cosmetics such as eye make-up, lipstick, 
foundation make-up, costume make-up, as well as baby oil, make-up 
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removers, bath oil, skin moisturizers, sun care products, lip balm, waterless 
hand cleaner, medicated ointments, ethnic hair care products, perfume, 
cologne, and suppositories. Formulations to prepare such materials are well 
known in the art. For example, U.S. Pat. Nos. 3,615,289 and 3,645,705 
describe the formulation of candles. U.S. Pat. Nos. 3,148,125 and 5,538,718 
describe the formulation of lipstick and other cosmetic sticks. U.S. Pat. Nos. 
4,275,054, 4,937,069, 5,069,897, 5,102,656 and 5,500,209 each describe the 
formulation of deodorant and/or antiperspirant. Each of these U.S. Patents is 
hereby incorporated fully herein by reference. 

The method according to the invention comprises the addition of a 
polyamide resin gelling agent to an organic mixture. The resulting mixture is a 
gel. The organic mixture is any combination of organic compounds that when 
mixed with a gelling agent form a gel. Such compounds include, for example, 
fatty alcohols and fatty acid esters including naturally occurring oils such as 
castor oil, peanut oil, saff lower oil, sunflower oil, com oil or cod liver oil and 
synthetic esters of mono and difunctional alcohols and fatty acids. 

The amount of polyamide resin gelling agent that can be used in the 
process according to the invention is an effective amount which is any amount 
that will eliminate or reduce the amount of blooming and/or syneresis in the 
gel formed as a result of mixing the polyamide gelling agent and the organic 
resin. The effective amount will be readily ascertainable by one of ordinary 
skill in the art. Typically, the amount will be in the range of from about 10% by 
weight of the formulation to about 90% by weight of the formulation and 
preferably from about 25% by weight of the formulation to about 60% by 
weight of the formulation. 
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The following examples are meant to illustrate but not to limit the 
invention. Amounts are expressed as weight percent. 

In examples 1-7 below, the organic acids and 0.005% H 3 P0 4 catalyst 
were charged to a 1 liter resin kettle and heated to 180°F under vacuum for 
0.5 hour. Vacuum was broken under nitrogen, and the amines were added 
over 15 minutes, typically displaying a 20° to 30°C exotherm. The mixture 
was heated to 440°F over 2 hours under nitrogen sweep with stirring. The 
reaction was held at 440°F for 1 .5 hours after which vacuum (15 mm Hg) was 
applied. The reaction was held at 440°F for 2 hours under vacuum. Vacuum 
was released under nitrogen and the molten resin was cooled to 390°F before 
discharging onto a Teflon sheet. 

Example 1 

81% EMPOL® 1062 hydrogenated dimer acid, 1.9% triple press stearic 

acid, 0.8% azelaic acid, 5.8% ethylene diamine, and 10.5% JEFFAMINE® 

D230 (polypropyleneoxide diamine having a mole. Wt. of about 230) were 

reacted at 440°F for 1 hour under nitrogen flow and 3 hours at 440°F under 

vacuum of 15 mm Hg. 

Ball & Ring Softening Point 96°C 

Brookfield Viscosity (@160°C) 14 poise 

Acid value 13.0 
Amine value 0.3 

Example 2 

69.6% EMPOL® 1062 hydrogenated dimer acid, 11.3% triple press 
stearic acid, 0.4% azelaic acid, 2.6% ethylene diamine, and 16.2% 
hexamethylene diamine (70% aqueous) were reacted at 440°F for 1 hour 
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under nitrogen flow and 3 hours at 440°F under vacuum of 15 mm Hg. 



Ball & Ring Softening Point 88°C 

Brookfield Viscosity (@160°C) 6.5 poise 

5 Acid value 8.6 

Amine value 0.4 



Example 3 

72.1 % EM POL® 1 062 hydrogenated dimer acid, 1 1 .3% isostearic acid, 
10 0.4% azelaic acid, 2.4% ethylene diamine, and 13.8% hexamethylene diamine 
(70% aqueous) were reacted at 440°F for 1 hour under nitrogen flow and 3 
hours at 440°F under vacuum of 15 mm Hg. 



Ball & Ring Softening Point 89°C 

15 Brookfield Viscosity ( @ 1 60°C) 6.0 poise 

Acid value 6.1 

Amine value 0.2 



Example 4 

20 

70.2% EM POL® 1062 hydrogenated dimer acid, 11.3% triple press 

stearic acid, 0.4% azelaic acid, 3.8% ethylene diamine, 10.3% hexamethylene 

diamine (70% aqueous), and 4.0% JEFFAMINE® D230 (polyether diamine 

from Huntsman Chemical) were reacted at 440°F for 1 hour under nitrogen 

25 flow and 3 hours at 440°F under vacuum of 15 mm Hg. 

Ball & Ring Softening Point 92°C 
Brookfield Viscosity (@ 1 60°C) 4.0 poise 
Acid value 4.0 
Amine value 1.5 

30 

Example 5 

34.15% EMPOL® 1062 hydrogenated dimer acid, 15.56% triple press 
stearic acid, 33.84% isostearic acid, and 16.46% 1 ,2<liaminocyclohexane 
35 mixture of cis and trans) were reacted at 440°F for 1 hour under nitrogen flow 

7 
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and 3 hours at 440°F under vacuum of 15 mm Hg. 

Ball & Ring Softening Point 105°C 
Brookf ield Viscosity ( @ 1 60°G) 0.5 poise 

5 Example 6 

38.0% EM POL® 1062 hydrogenated dimer acid, 19.2% triple press 
stearic acid, 25.1% isostearic acid, 1.9% ethylene diamine, and 15.8% of 1,3- 
bis(aminomethyl)cyclohexane were reacted at 440°F for 1 hour under nitrogen 

10 flow and 3 hours at 440°F under vacuum of 1 5 mm Hg. 

Ball & Ring Softening Point 99°C 
Brookfield Viscosity (@ 160°C) 0.8 poise 

Example 7 

15 

71.6% EMPOL® 1062 hydrogenated dimer acid, 4.7% ethylene 
diamine, 19.6% JEFFAMINE® XTJ505 and 4.2% hexamethylene diamine 
(70% aqueous) were reacted at 440°F for 1 hour under nitrogen flow and 3 
hours at 440°F under vacuum of 1 5 mm Hg. 

20 

In examples 8-1 9 below, the compositions were prepared by combining 
the resin and both dry and liquid ingredients in a 100 ml flask and heating to 
100°C under a nitrogen blanket while stirring with a magnetic stir bar. Once 
homogeneous, the resin solutions were poured in aluminum dishes and 
25 allowed to cool. 
Gel ingredients: 

90/95 HD-oleyl alcohol is a product of Cognis Corporation. 
GUERBITOL® 20 is isoarachidyl alcohol, a product of Cognis Corporation. 
30 GUERBITOL® 1 6 is isocetyi alcohol, a product of Cognis Corporation. 
EMERY® 3389 is isostearyl alcohol, a product of Cognis Corporation. 
SPEZIOL® 1070 is a hydrogenated C36 dimer diol, a product of Cognis 
Corporation. 

SPEZIOL® 1075 is a C36 dimer diol, a product of Cognis Corporation. 
35 EMPOL® 1 008 is a C36 diacid, a product of Cognis Corporation. 

8 
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TEXAPR1NT SSEH is a fatty acid ester, a product of Cognis Deutschland 
GmbH. 

TEXAPRINT SKEH is a fatty acid ester, a product of Cognis Deutschland 
GmbH. 

EDENOL® 9058 is 2-ethylhexyl azelate, a product of Cognis Corporation. 
EMEREST® 2326 is a butyl stearate, a product of Cognis Corporation. 
EMERY® 2218 is a methyl stearate, a product of Cognis Corporation. 
EMEREST® 2384 is a propylene glycol isostearate, a product of Cognis 
Corporation. 

EMEREST® 2712 is a PEG-8 distearate, a product of Cognis Corporation. 
PARACIN 220 is the N-(2-hydroxyethyl)-12-hydroxystearamide, a product of 
Caschem. 

AMIDOX L5 is an ethoxylated lauric acid amide, a product of Stepan. 
EMSORB® 2500 is a sorbitan monooleate, a product of Cognis Corporation. 
EMSORB® 2503 is a sorbitan trioleate, a product of Cognis Corporation. 
STANDAMID® KD is a cocamide-diethanol amine adduct, a product of Cognis 
Corporation. 

Example 8 

14 g Resin from Example #1 
14 g TEXAPRINT SSEH 
14 g 90/95 HD-oleyl alcohol 
6g EMEREST® 2384 

The mixture formed a stable, soft, clear gel which showed no blooming 
orsyheresis. 

Example 9 
Comparative Example 

14gVERSAMID®1655 
14 g TEXAPRINT SSEH 
14 g 90/95 HD-oleyl alcohol 
6 g EMEREST® 2384 

The mixture formed a slightly hazy gel which exhibited decreasing 
clarity over time and suffered from syneresis of liquids to the surface. 



Example 10 

48 g Example #8 

2g EMERY®2218methylstearate 

The blend resulted in a gel similar to the composition in Example #8 
except with a higher melting point and a harder, less elastic gel. 
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Example 1 1 

48 g Example #8 

2g EMEREST®2712 

The blend resulted in a gel similar to the composition in Example #8 
except with a higher melting point, a harder, less elastic gel and a very slight 
haziness. 

Example 12 

45 g Resin from Example #4 
20 g TEXAPRINT SSEH 
15 g 90/95 HD-oIeyl alcohol 
10gEMEREST®2384 
5 g AMIDOX L5 

The mixture formed a stable, clear gel which did not exhibit syneresis 
or blooming. 

Example 13 

50 g Resin from Example #4 

10 g TEXAPRINT SSEH 

25 g 90/95 HD-oleyl alcohol 

15gEMEREST®2384 

2g EMSORB®2500Sorbitanmonooleate 

The mixture formed a stable, clear gel which did not exhibit syneresis 
or blooming. 

Example 14 

50 g Resin from Example #4 

20 g TEXAPRINT SSEH 

15 g 90/95 HD-oleyl alcohol 

15gEMEREST®2384 

2 g EMSORB® 2500 Sorbitan monooleate 

The mixture formed a stable, clear gel which did not exhibit syneresis 
or blooming and was harder than the gel in Example #13. 

Example 15 
35 g Resin from Example #2 
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38 g TEXAPRINT SSEH 
12 g 90/95 HD-o!eyl alcohol 
12gEMPOL®1008 

1 g EMSORB® 2500 Sorbitan monooleate 

The mixture formed a stable, clear soft gel. 

Example 16 

35 g Resin from Example #2 

38 g TEXAPRINT SSEH 

24gSPEZIOL®1070 

1 g EMSORB® 2500 Sorbitan monooleate 

The mixture formed a stable, clear soft gel. 

Example 17 

35 g Resin from Example #4 
38 g TEXAPRINT SSEH 
12gSPEZIOL®1070 
12gEMPOL®1008 

1 g EMSORB® 2500 Sorbitan monooleate 

The mixture formed a stable, clear soft gel. 

Example 18 

35 g Resin from Example #1 
38 g TEXAPRINT SSEH 
12gGUERBITOL®20 
12gEMPOL®1008 
0.5 g Azelaic acid 

1 g EMSORB® 2500 Sorbitan monooleate 
1 g EMSORB® 2503 Sorbitan monooleate 

The mixture formed a stable, clear soft gel. 

Example 19 

35 g Resin from Example #2 
8 g TEXAPRINT SSEH 
16gSPEZIOL® 1075 
10gPARACIN220 
3gAMIDOXL5 

The mixture formed a stable, clear hard gel. 
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What is claimed is: 

1 . A method for reducing or eliminating blooming and/or syneresis in a gel 
formulation comprising adding to an organic mixture an effective 
amount of a polyamide gelling agent having a softening point of less 
than about 105 S C wherein the polyamide is the reaction product of one 
or more diamines, optionally one or more mono-amines, one or more 
hydrogenated C36 dimer acids, optionally one or more C2-22 
dicarboxylic acids, and optionally one or more C2-22 monocarboxylic 
acids. 

2. The method of claim 1 wherein the dicarboxylic acid is azelaic acid. 

3. The method of claim 1 wherein the diamine is ethylene diamine. 

4. The method of claim 1 wherein the diamine mixture is comprised of 
ethylene diamine and a polyether diamine. 

5. The method of claim 1 wherein the diamine mixture is comprised of 
ethylene diamine and a hexamethylene diamine. 

6. The method of claim 1 wherein the effective amount is from about 1 0% 
by weight to about 90% by weight of the formulation. 

7. The method of claim 1 wherein the effective amount is from about 25% 
by weight to about 60% by weight of the formulation. 

8. A method for reducing or eliminating blooming and/or syneresis in a gel 
formulation comprising adding to an organic mixture an effective 
amount of a polyamide gelling agent having a softening point of less 
than about lO^C wherein the polyamide is the reaction product of a 
hydrogenated. dimer acid, stearic acid, azelaic acid, ethylene diamine, 
and a polypropyleneoxide diamine having a mole. Wt. of about 230. 
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9. A method for reducing or eliminating blooming and/or syneresis in a gel 
formulation comprising adding to an organic mixture an effective 
amount of a polyamide gelling agent having a softening point of less 
than about 105 C C wherein the polyamide is the reaction product of a 
hydrogenated dimer acid, stearic acid, azelaic acid, ethylene diamine, 
and hexamethylene diamine. 



13 



INTERNATIONAL SEARCH REPORT 



lute >nal application No. 
PCT/USoi/19071 



A. CLASSIFICATION OF SUBJECT MATTBR 
IPq7) iPlease See Extra Sheet. 
US CL rPlease See Extra Sheet 
According to International Patent Classification (IPC) or to both national classification and IPC 



FIELDS SEARCHED 



Minimum documentation searched (classification system followed by classification symbols) 

VS. : W«65, 272, 275, 459; ±«*/e5, 68, 68; 461/288, 280, 291; 524/210, 606; 528/272, 288, 202, 302, 324, 326, 330, 339.3, 
344 



Documentation searched other than minimum documentation to the extent that such documents are included in the fields 



Electronic data base consulted during the international search (name of data base and, where practicable, search 
STN, CAS ONLINE 



used) 



C. DOCUMENTS CONSIDERED TO BE RELEVANT 



Category* 



Citation of document, with indication, where appropriate, of the relevant passages 



Relevant to claim No. 



US 6,111,055 A (BERGER ET AL.) 29 AUGUST 2000, SEE 
ENTIRE DOCUMENT. 

US 5,998,570 A (PAVLIN ET AL.) 07 DECEMBER 1999, SEE 
ENTIRE DOCUMENT. 

US 5,500,209 A (ROSS ET AL.) 19 MARCH 1996, SEE ENTIRE 
DOCUMENT. 

US 4,452,931 A (OKAMOTO ET AL.) 05 JUNE 1984, SEE 
ENTIRE DOCUMENT. 



1-9 
1-9 
1-9 
1-9 



|"~| Further documents are listed in the continuation of Box C [^] See patent family annex. 



* Special eategorJae of cited document* 

"A" . dceraat lofininglhAgcxenliUtoaf the u4vUi>ais a»t oensidered 

to be of particular nlmnco 

"BP taiBar document pobhahed on or after tba ia tarnation al Cling data 

"1/ dooamant which may throw doable on prinrity ohinOO •* i whioh it 

cited ta wtabliih the pnblic*ti« date of another dtatton or otter 
apodal raaaon (ae epedfied) 

"O" docame&t referring to an oral disclosure, ase, exhibition or ottsi 

T docameat peebabed (dor to ttu> totem atf anal ffliaft date bat later 

ttaa the priority date plained 



laJerdooaneol prtllxbed afler the fatematiaoal filing dale ax priority 
dab end not ta oaoflfat »i*a the anUoatfoa ad dead to nadestaad 
the adaotpb or thaorj mledytni the tawattoa 

dottnacari ef partssaUi reloTuce; the claimed tarenttoa oxnaat be 
oaeddeied oowl or euaot W eeaeidmd to bmrlre ea iaraxtire atep 
vbea the doaaoeat U takam alma 



~ iooamaat af partinolar lahwaaoa, the alifa ad t 
ooaddarad to nraoho ea knrnOm dap vhea the dooanemtkoomhiaed 
▼ita oaa ar aso» other aao* doooaeata, soeft ooohaution Ida* 
ebriona to apanon akfflet ta the art 

doctrinal nunhu at the bxxm patent Unaij 



Date of the actual completion of the international search 
25 SEPTEMBER SOOl 



Date of mailing of the international search report 

02 NOV 2001 



fiEELEY A. DODSON {/Jf 



Name and mailing address of the ISA/US 
Commissioner of Patents and Trademarks 
Box PCT 

Washington, D.G 9023 1 
Facsimile No. (703) 305-3230 



Anthorii< 
SHE 

Telephone No. (703)308-1835 



Form PCT/ISA/SlO (second sheet) (July 1998)* 



INTERNATIONAL SEARCH REPORT 



Inte anal application No. 
PCT/USo 1/19071 



A. CLASSIFICATION OF SUBJECT MATTER; 

IPC (7) 

AeiK 7/38, 7/34, 7/38; OOSG 63/00; 67/O0; 69/08; 73/10; 0D8L 77/00 

A. CLASSIFICATION OF SUBJECT MATTER 
USCL : 

44/265, $78, 375, 469; 434/66, 66, 68; 431/868, 889, 891; £84/819, 606; 588/878, 886, 898, 808, 884, 886, 889, 889.8, 
344 



Form PCT/ISA/810 (extra sheet) (July 1998)* 



